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(54) Trivalent rare earth ion-containing aiuminate phosphor, a method for producing the same 
and a light emitting device using the same 

(57) A method Ibr producing a trivalent rare earth 
ion-containing aiuminate phosphor includes preparing a 
phosphor raw material comprising a granular aluminum 
containing compound in a phosphor raw material pro- 
duction process, heating the phosphor raw material in 
an oxidizing atmosphere at a predetermined tenpera- 
ture (e.g., 1500**C to 1800**C) so as to produce an inter- 
mediate phosphor in an intermediate phosphor 
production process. After the intermediate phosphor is 
cracked, the intermediate phosphor is heated in a 
reducing atmosphere at a predetermined temperature 
(e.g.. 1400*»C to 1800**C) in a trivalent rare earth ion- 
containing aiuminate phosphor production process. The 
heating temperature in a reducing atmosphere is equal 
to or less than the heating temperature in an oxidizing 
atmosphere. A post treatment is performed, if neces- 
sary. Thus, a trivalent rare earth ion-containing aiumi- 
nate phosphor can be obtained. 

FIG . 1 



Cracking process 



Trivalent rare earth ion containing aiuminate 
phosphor production process 
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Description 

[0001] The present invention relates to a trivalent rare earth ion-containing alumlnate phosphor used suitably as a 
phosphor for light emitting devices such as a fluorescent lamp and a method for producing the same. The present inven- 

5 tion also relates to a light emitting device using the phosphor. 

[0002] An aluminate phosphor such as CeMgAl11019:Tb^^ Ce(lll)MgAliiOi9. Ce(IH)MgAliiOi9:Mn2+. and 
CeMgAliiOis-Tb^, Mn^* and phosphors based on a compound expressed by a chemical formula Y3Al50i2:Tb^* or 
Y3Al50i2:Ce^ are conventionally known examples of trivalent rare earth ion-containing aluminate phosphors for a light 
emitting device such as a fluorescent lamp. 

10 [0003] Methods for producing such a trivalent rare earth ion-containing aluminate phosphor are as follows, for 
example: a method of heating a phosphor raw material to which a flux to accelerate chemical reaction among phosphor 
raw materials (e.g.. a halogenide such as aluminum fluoride or a boride such as boric add) is added using an electric 
furnace (e.g.. Phosphor Handbook, p.227 and Japanese Laid-Open Patent Publication (Tokkai-Sho) No. 49-77893); a 
method of heating a phosphor raw material to which no flux is added (e.g., Japanese Laid-Open Patent Publication 

75 (Tokkai-Hei) Nos. 9-151372 and 10-88127); a method of heating a phosphor raw material containing granular a -alu- 
mina powder containing substantially no fractured planes (e.g.. Japanese Laid-Open Patent Publication (Tokkal-Hei) 
Nos. 10-53760 and 10-273656); a method of dripping an aqueous solution mixed with raw material compounds, which 
can be a raw material for a phosphor, in the form of droplets into a solution cooled to the freezing point or below so as 
to produce a frozen body of a raw material solution for a phosphor, and heating a granular phosphor raw material 

20 obtained by drying the frozen body in a vacuum (e.g., Japanese Laid-Open Patent Publication (Tokkai-Hei) No. 9- 
291275); a method of heating a granular raw material for a phosphor obtained by spray-pyrolysis of a colloidal solution 
comprising an aluminum compound and a metal nitrate (e.g.. Proceedings of the 3rd International Conference on the 
Science and Technology of Display Phosphors, p. 257 (1 997)); a method of reacting rare earth ions and oxalic acid ions 
In the presence of an organic base, filtering the precipitated rare earth oxalate and washing it with water, allowing the 

25 rare earth oxalate to stand in the air where water vapor is not yet saturated or performing vacuum-drying or lyophiliza- 
tion so as to produce a phosphor raw material containing a granular rare earth compound (median grain size : about 1 
to e\im) having a spherical grain shape and a uniform grain size distribution and heating the phosphor raw material 
(e.g.. Japanese Laid-Open Patent Publication (Tokkai-Hei) No. 10-88127). 

[0004] According to the method of heating the phosphor raw material containing the granular a -alumina powder, if 
30 a -alumina powder having a uniform grain size and a spherical shape or a pseudo-spherical shape close to a sphere* is 
used, a trivalent rare earth ion-containing aluminate phosphor having a uniform grain size and a spherical shape or a 
pseudo-spherical shape close to a sphere can be produced. Furthermore, it is known that according to a method of 
heating a granular phosphor raw material that can be obtained by vacuum-drying of the frozen body of the phosphor 
raw material solution or spray-pyrolysis of the colloidal solution, if a phosphor raw material having a uniform grain size 
35 and a spherical shape is used, a trivalent rare earth ion-containing aluminate phosphor having a uniform grain size and 
a spherical shape or a pseudo-spherical shape close to a sphere can be produced. 

[0005] In the method of heating a phosphor raw material to which no a reactive accelerator is added, it is known 
that the grain shape of the a - alumina used for the phosphor raw material is substantially the same as that of the syn- 
thesized trivalent rare earth ion-containing aluminate phosphor (Japanese Laid-Open Patent Publication (Tokkai-Hei) 
40 No, 9-151372). It also is reported that a spherical a -alumina powder having a more uniform grain size than that of a 
conventional one Is contained as a part of the phosphor raw material, a trivalent rare earth Ion-containing aluminate 
phosphor having a uniform grain size and a spherical shape can be synthesized. 

[0006] Furthermore, according to the method of heating the phosphor raw material containing an a -alumina pow- 
der having no fractured plane, it is known that not only can a trivalent rare earth ion-containing aluminate phosphor hav- 

45 ing substantially the same grain shape as that of the a - alumina powder be obtained, but also can the production yield 
be kept high (e.g.. Japanese Laid-Open Patent Publication (Tokkai-Hei) Nos. 10-53760 and 10-273656). 
[0007] Furthermore, it is disclosed that the method of heating the granular phosphor raw material (granular phos- 
phor raw material obtained by vacuum-drying of the frozen body of the phosphor raw material solution or spray pyrolysis 
of the colloidal solution) can produce a trivalent rare earth ion-containing aluminate phosphor having substantially the 

so same grain shape as that of the granular phosphor raw material (e.g., Japanese Laid-Open Patent Publication (Tokkai- 
Hei) No. 9-291275). 

[0008] The specific surfece area of the spherical aluminate phosphor having a uniform grain size described in Jap- 
anese Laid-Open Patent Publication (Tokkai-Hei) Nos. 9-151372. 10-53760. 10-273656. and 9-291275 is half of that of 
a conventional phosphor having a non-uniform grain size (Proceedings of the 270th Phosphor Conference of Phosphor 
55 Society pp. 1-8. February 17. 1998). When such an aluminate phosphor having a uniform grain size is used, the heat 
deterioration resistance characteristics of the phosphor can improve and the total luminous flux of the fluorescent lamp 
improves. Furthermore, ion bombardment that the phosphors incur during illumination of the fluorescent lamp can be 
reduced so that the temporal change of the emission color during lamp illumination can be suppressed. These effects 
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have been reported also by the inventors of the present invention (Electrical Engineers Society study group material. 
Optical Application and Vision study group. LAV-98-10. pp. 19-25. November 25. 1998). 

[0009] Because of these advantages, aluminate phosphors (preferably, spherical phosphors) having a uniform 
grain size are regarded as being significant, especially as a phosphor for a small and narrow tube type fluorescent lanrp. 
5 [001 0] The inventors of the present invention also confirmed that the spherical aluminate phosphors having a uni- 
form grain size have the effect of improving the transmission luminance of the phosphor layer or improving the reflection 
luminance of the phosphor layer by being used in combination with a reflection layer (Proceedings of the 4th Int. Display 
Workshops. Novenfiber 19-21. 1997. Nagoya, pp-62 1-624). 

[0011] Because of these advantages, the aluminate phosphors (preferably, spherical phosphors) having a uniform 
10 grain size are regarded as being most promising also as a phosphor capable of improving the emission intensity of a 
light emitting device (fluorescent lamp, plasma display. CRT (cathode ray tube). FED (field emission display) or the like). 
[0012] Hereinafter, a conventionally known method for producing a trivalent rare earth ion-containing aluminate 
phosphor will be described briefly. 

[001 3] The trivalent rare earth ion-containing aluminate phosphor is produced basically by heating a phosphor raw 
15 material so as to effect a reaction in the phosphor raw material. The phosphor raw material is prepared by mixing a plu- 
rality of compound materials containing phosphor constituent elements with a mixing machine such as a ball mill. Alter- 
natively, the phosphor raw material can be prepared by dripping an aqueous solution mixed with raw material 
compounds into a solution cooled to the freezing point or below so as to produce a frozen body of a phosphor raw mate- 
rial solution, and then drying the frozen body in a vacuum or performing spray pyrolysis of the colloidal solution. Alter- 
20 natively, the phosphor raw material can be prepared by dissolving a plurality of nitrates containing phosphor constituent 
elements in a water, adding ammonium hydroxide thereto so as to produce a precipitate, and evaporating, drying and 
solidifying the precipitate. 

[0014] In general, a halogenide such as aluminum fluoride or a boron compound such as boric acid is suitably 
added as a flux to the phosphor raw material. However, the trivalent rare earth ion-containing aluminate phosphor can 

25 be synthesized without adding the flux. 

[0015] The phosphor raw material is heated (fired) in the air or a reducing atmosphere (e.g.. a mixed gas atmos- 
phere of nitrogen and hydrogen). The firing may be performed several times repeatedly (e.g.. Phosphor Handbook. 
Ohm-sha, pp.207-240). In some cases, heating in the air may be performed before firing in a redudng atmosphere. In 
this case, heating in the air is performed generally at a low tenperature in the range from 800 to 1500*^0 (preliminary 

30 firing), and after preliminary firing, firing is performed in a reducing atmosphere at a tenperature higher than that of the 
air in the range from 1200 to ISOO^C (main firing). 

[0016] As described above, Japanese Laid-Open Patent Publication Nos. 9-151372, 10-53760. 10-273656 and 9- 
291275 and the Proceedings of the 3rd International Conference on the Science and Technology of Display Phosphors. 
p.257 (1997) disclose a method for producing a phosphor that can provide phosphors that achieve a high performance 

35 light emitting device (phosphors, preferably spherical phosphors, having a uniform grain size). 

[0017] However, with respect to a trivalent rare earth ion-containing aluminate phosphor, such a method cannot 
provide a phosphor that has both high luminescence performance and a desired grain shape derived from the a -alu- 
mina powder, which is a part of the phosphor raw material, or a granular phosphor raw material containing aluminum. 
[0018] Hereinafter, this point will be desaibed in detail. As described in the above listed publications, in the case 

40 where a trivalent rare earth ion-containing aluminate phosphor is produced by firing a phosphor raw material, as it is or 
after preliminary firing in the air at a temperature not more than 1500*C. in a reducing atmosphere at a temperature 
higher than that for the preliminary firing in the range from 1200 to 1800 *C for several hours so as to effect a reaction 
in the phosphor raw material, the higher the firing temperature in the reducing atmosphere is. the higher the luminance 
that can be obtained. However, when the firing temperature is raised, the grain shape tends to be irregular and the grain 

45 shape of the a -alumina powder or the like can be maintained. For this reason, it has been difficult to achieve high lumi- 
nance while maintaining the preferable form of the grain shape of the phosphor. 

[0019] For a more specific explanation. FIG. 5 shows the relationship between the firing temperature and the lumi- 
nance of a CeMgAli^Ois : Tb*^"^ trivalent rare earth ion-containing aluminate phosphor produced by the method as dis- 
closed in Japanese l-aid-Open Patent Publication No. 10-273656. FIG. 5 shows a luminance relative to the luminance 
so of a CeMgAli ^O^g : Tb^ green phosphor produced by a method using a flux (hereinafter, also referred to as "commer- 
cially available phosphor"), which is expressed by 100. 

[0020] As shown in FIG. 5. it is necessary to raise the firing temperature to 1 700'*C or more in order to produce a 
trivalent rare earth ion-containing aluminate phosphor having a luminance comparable to the phosphor produced using 
a flux without a flux. However, the grain shape of the CeMgAl^iO^e : Tb^* green phosphor that has been fired at such 
55 a high temperature is irregular, even if spherical a -alumina powder having a uniform grain size is used as a part of the 
phosphor raw material. 

[0021 ] In other words, even if the CeMg Al^ 1 g : Tb^^ trivalent rare earth ion-containing aluminate phosphor is pro- 
duced using a spherical a -alumina powder having a uniform grain size as shown In FIG. 6(a) (e.g.. product name: 
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Advanced Alumina produced by Sumitomo Chemical Co.. Ltd.) as an aluminum supply source and without adding a 
flux, the produced CeMgAh 1O19 : Tb^ thvalent rare earth ion-containing aluminate phosphor does not reflect the shape 
of the a -alumina powder and the shape thereof is iregular (FIG. 6(c)). 

[0022] As shown in FIG. 6(d). a CeMgAI^ ^0^9 : Tb^"^ green phosphor having a shape reflecting the shape of the a 
5 -alumina powder can be obtained at a firing temperature of 1600**C. However, at this temperature, the luminance level 
is less than 80% of that of the commercially available phosphor, as shown in FIG. 5. 

[0023] It is reported that such a problem is not caused when a divalent rare earth ion-containing aluminate phos- 
phor such as one expressed by chemical formula BaMgAlioOiy : Eu^* is produced (the proceedings of the 270th Phos- 
phor Conference of Phosphor Society, pp. 1 to 8). The above problem is peculiar to the trivalent rare earth ion-containing 

10 aluminate phosphor. 

[0024] Furthermore, the method of heating a phosphor raw material obtained by vacuum drying of the frozen body 
of the phosphor raw material solution or spray pyrolysis of the colloidal solution cannot avoid the above problem that the 
grain shape of the CeMgAlnOig : Tb^* green phosphor that has been fired at a high temperature is non-uniform and 
irregular. 

75 [0025] Therefore, with the foregoing in mind, it is an object of the present invention to provide a method for produc- 
ing a trivalent rare earth ion-containing aluminate phosphor having a grain shape and grain size derived from the phos- 
phor raw material and also having high luminescence performance. It is another object of the present invention to 
provide a trivalent rare earth ion-containing aluminate phosphor having a controlled grain shape and size by using such 
a method. 

20 [0026] In order to achieve the above objects, one embodiment of the present invention provides a method for pro- 
ducing a trivalent rare earth ion-contarrang aluminate phosphor including heating a phosphor raw material comprising 
a granular substance containing aluminum in an oxidizing atmosphere at a predetermined temperature so as to pro- 
duce an intermediate phosphor; and heating the intermediate phosphor in a reducing atmosphere at a temperature not 
more than the predetermined temperature. 

23 [0027] The method makes it possible to produce a trivalent rare earth ion-containing aluminate phosphor having a 
gram shape and grain size derived from the granular substance contained in the phosphor raw material and improved 
luminescence performance. The predetermined temperature preferably is selected from the range from 1500*C to 
1900''C. 

[0028] In this specificaf on. a phosphor comprising a trivalent rare earth ion (Sc, Y. La. Ce, Pr. Nd, Pm, Sm, Eu, Gd, 
30 Tb. Dy. Ho. Er. Tm. Yb. and Lu). aluminum and oxygen is defined as a trivalent rare earth ion-containing aluminate 
phosphor. This phosphor includes, for example an oxynitride phosphor such as CeAli20i8N : Tb^"^. Furthermore, the 
present invention is effective also for a phosphor where a trivalent rare earth ion is added to a divalent europium acti- 
vated phosphor as a coactivator, such as SrAl204:Eu2*, Dy^* and CaAl204:Eu2*, Nd^. although the effectiveness is 
not so high as for the above-described phosphor where the rare earth ions are contained as trivalent ions. Herein, the 
35 trivalent rare earth ion-containing aluminate phosphor includes a phosphor containing trivalent fare earth ions as a 
coactivator. 

[0029] It is not necessary to supply all the phosphor raw material in the form of a granular substance. However, at 
least a granular substance containing aluminum is used as a part of the phosphor raw material. This granular substance 
can be in the form of a granular compound containing aluminum that supplies aluminum, and supplied together with 
40 other raw materials that supply other elements such as rare earth elements. Furthermore, as the granular substance, 
a granular phosphor raw material previously prepared by vacuum-drying of a frozen body of a phosphor raw material 
solution or spray pyrolysis of a colloidal solution can be used. In this case, elements such as rare earth elements have 
been contained in the granular phosphor raw material. 

[0030] It is preferable that the phosphor raw material is substantially free from a flux (reaction accelerator). Exam- 
45 pies of the flux include various types of halogenides and various types of boron compounds. 

[0031 ] It is preferable that the granular substance is a -alumina powder, and more preferably the a -alumina powder 
has substantially no fractured plane. Herein, 'having no fractured plane" means that there is no plane generated by a 
fracture due to an external stress applied during a cracking process or the like. Preferably, the surface of each of the 
grains (e.g.. a polyhedron) constituting the powder is a crystal growth plane. 
so [0032] It is preferable that the trivalent rare earth ion-containing aluminate phosphor includes a compound 
expressed by (Cei.jtLJ(Mg^.yMny)AJi,Oi9 as a main compound, where L is at least one element selected from the 
group consisting of Sc. Y. and elements belonging to lanthanoid. and x and y are values satisfying 0 ^ x < 1 and 0^ y 
< 1. respectively. Specffically, as the lanthanoid. La. Pr. Gd. Eu. Dy and Tb are preferable, and Tb is most preferable. 
[0033] It is preferable that the intermediate phosphor comprises grains having substantially the same grain shape 
55 as that of the granular substance contained in the phosphor raw material. Herein, "having the same grain shape- 
includes a simiJar configuration. 

[0034] tt is preferable that the intermediate phosphor is a grain duster having a median grain size not less than the 
median grain size of the granular substance contained in the phosphor raw material and less than twice the median 
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grain size thereof. Herein, the median grain size (mean grain size) refers to a grain size at the point where, with respect 
to the grain cluster having a predetermined grain size distribution, the cumulative numt>er of grains counted based on 
the grain size distribution has reached 50% of the total number. 

[0035] More specifically, it is preferable that the intermediate phosphor is a grain cluster having a median grain size 
5 of at least 0.4um and not more than 20\im, more preferably at least 1^m and not more than lOum. 

[0036] More specifically, it is preferable that the intermediate phosphor is a grain cluster having a grain size concen- 
tration degree of at least 0.4 and not more than 1 ,0. more preferably at least 0.6 and not more than 1 .0. Herein, "grain 
size concentration degree" is defined by the maximum of x satisfying xA ^ d(n) ^ A/x . where d(n) is the grain size of 
each of n grains, and A is the median grain size of the grains. In this specification, the grain size concentration degree 
10 is determined by the results of observing each grain through a scanning electron microscope. It is appropriate to meas- 
ure about 50 grains that are selected arbitrarily from a grain cluster. Also, the grain spherical degree, which is described 
below, is determined by the results of observing each grain through a scanning electron miaoscope. 
[0037] More specifically, it is preferable that the intermediate phosphor is based on grains having a grain spherical 
degree of at least 0.5 and not more than 1 .0. more preferably at least 0.7 and not more than 1 .0. Herein, "grain spherical 
75 degree" is defined by y/x. where x is the maximum of the length of a line segment connecting a point a on the surface 
of a grain and another point b on the surface of the grain, and y is the minimum of the length of a line segment connect- 
ing a point c and a point d. where c and d are points where the perpendicular bisector of the line segment defined by 
the points a and b crosses the surface of the grain. 

[0038] As in the case of the intermediate phosphor, it is preferable that the ultimately obtained phosphor has sub- 

20 stantially the same grain shape as that of the granular substance contained in the phosphor raw material. It is preferable 
that the ultimately obtained phosphor is a grain cluster having a median grain size not less than the median grain size 
of the granular substance contained in the phosphor raw material and less than twice the median grain size thereof. The 
median grain size of the ultimately obtained phosphor preferably is at least 0.4fAm and not more than 20fim, more pref- 
erably at least 1 ixtn and not more than 1 0jim. Moreover, it is preferable that the ultinnately obtained phosphor is a grain 

25 cluster having a grain size concentration degree of at least 0.4 and not more than 1 .0. more preferably at least 0.6 and 
not more than 1 .0. Furthermore, it is preferable that the ultimately obtained phosphor is based on grains having a grain 
spherical degree of at least 0.5 and not more than 1 .0. more preferably at least 0.7 and not more than 1 .0. 
[0039] As described above with reference to the grain spherical degree, the shape of the phosphor obtained by the 
present invention preferably is spherical or pseudo-spherical (substantially spherical). However, It is not limited thereto 

30 and may be plate-like, a regular octahedron, columnar or the like. 

[0040] According to another aspect of the present invention, a method for a trivalent rare earth ion-containing alu- 
minate phosphor includes heating a phosphor raw material comprising a granular substance containing aluminum in an 
oxidizing atmosphere so as to produce an intermediate phosphor; and heating the intermediate phosphor in a reducing 
atmosphere, wherein the intermediate phosphor is substantially the same as the granular substance (preferably, triva- 

35 lent rare earth ion-containing aluminate intermediate phosphor), and the method produces a trivalent rare earth ion- 
containing aluminate phosphor having substantially the same shape and /or grain size as those of this intermediate 
phosphor. 

[0041] Another aspect of the present invention is a method for producing a trivalent rare earth ion-containing alu- 
minate phosphor by heating the phosphor raw material in an oxidizing atmosphere at a temperature at least 1 500**C and 
40 not more than 1900'C. and further heating the same in a reducing atmosphere at a temperature at least 1400*0 and 
not more than 1800*0. The grain shape and the grain size are controlled by the phosphor raw material without using a 
flux, which also is one feature of one emtxxJtment of the present invernion. 

[0042] Thus, the present invention provides a phosphor having a shape (grain size) reflecting the shape (grain size) 
of the granular substance containing aluminum. On the other hand, the phosphor is heated in an oxidizing atmosphere 

45 beforehand, so that it is unnecessary to heat in a reducing atmosphere at a high temperature to the extend that the 
shape of the granular substance containing aluminum is not reflected. In other words, heating in an oxidizing atmos- 
phere condensates for the characteristics obtained by firing at a high temperature, such as the luminance property, of 
the phosphor. Thus, the present invention provides, for example, a spherical or pseudo-spherical trivalent rare earth 
ion-containing aluminate phosphor having a substantially uniform grain size and high luminance. This phosphor has 

so improved heat deterioration resistance characteristics and suppresses temporal changes in the color of emitted light 
during illumination, as described above. 

[0043] Heating is performed in an oxidizing atmosphere at a tenrperature at least 1500*C and not more than 
1 900*C. It is not necessary to perform heating in a reducing atmosphere at a temperature so high as that for the heating 
in an oxidizing atmosphere. The heating temperature at a reducing atmosphere preferably is at least 1400**C arxl not 
55 more than 1800*C. The heating in an oxidizing atmosphere causes tetravalent ions to be present in the phosphor, 
although its amount is small. However, these rare earth elements are reduced to be trivalent by heating in a reducing 
atmosphere and contribute to the color emission of the phosphor. 

[0044] In view of'practically desired characteristics, practical heating temperatures applicatde to the production 
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process and others, in an embodiment of the present invention, the heating temperature in an oxidizing atmosphere is 
equal to or more than the heating temperature in a reducing atmo^here. as descrtoed above. 
[0045] In the process of heating in a reducing atmosphere, there is a tendency that the shape (grain size) of the 
granular substance is not reflected so exactly as in the process of heating in an oxidizing atmosphere. However, for 
5 example, if the shape of a pseudo-spherical phosphor is obtained from a spherical granular substance, the object of the 
present invention can be achieved. In particular, the most inportant shape of the phosphor is a spherical or pseudo- 
spherical shape that improves the characteristics of the phosphor or the light emitting device. 

[0046] In the case where the intermediate phosphor is obtained in the form of aggregated grains in the method of 
the present invention, it is preferable to perform the process of cracking the aggregated intermediate phosphor before 

10 heating the intermediate phosphor. When the cracking process is performed, the grains are separated so that the grain 
size concentration degree or the grain spherical degree as described above can be determined precisely. 
[0047] In the method of the present invention, it is preferable that the intermediate phosphor is a trivalent rare earth 
ion-containing aluminate compound, and more preferably a trivalent rare earth ion-containing aluminate compound in 
a substantially single crystal phase. 

15 [0048] Furthermore, in the method of the present invention, unlike the relationship between the conventional pre- 
liminary firing and main firing, the heating temperatures are selected so that the heating temperature In a reducing 
atmosphere is not more than the heating temperature in an oxidizing atmosphere, preferably less than the heating tem- 
perature in an oxidizing atmosphere. 

[0049] Furthermore, in the method of the present invention, it is preferable to perform heating in an oxidizing atmos- 

20 phere and / or a reducing atmosphere two or more times separately 

[0050] As described above, the present invention can provide a granular trivalent rare earth ion-containing alumi- 
nate phosphor obtained by either one of the above-described methods, preferably obtained from the phosphor raw 
material containing no flux. The trivalent rare earth ion-containing aluminate phosphor has a spherical or pseudo-spher- 
ical shape. It is preferable that this phosphor has substantially the same shape as a granular substance containing alu- 

25 minum contained in the phosphor raw material. Furthermore, it is preferable that the intermediate phosphor has a 
median grain size, a grain size concentration degree, a grain spherical degree in the ranges descrtoed above. 
[0051] Furthermore, the present invention can provide a trivalent rare earth ion-containing aluminate phosphor, 
which is based on a compound expressed by (Cei.xLx)(Mgi,yMny)AiiiOi9, where L is at least one element selected 
from the group consisting of Sc. Y. and elements belonging to lanthanoid, and x and y are values satisfying 0 s x < 1 

30 and OS y < 1. respectively The ratio of the luminescence intensity at the wavelength of 380nm to the luminescence " 
intensity at the wavelength of 542nm in the photoluminescence obtained by ultraviolet rays irradiation at the wavelength 
253.7nm is not more than 0.020. The grain size concentration degree is not less than 0.4. It is preferable that L com- 
prees at least Tb. It is preferable that x and y are values satisfying: 0 ^ x ^ 0.5 and 0 ^ y ^ 0.5. 
[0052] It is preferable that the grain spherical degree is at least 0.5 and not more than 1 .0. 

35 [0053] Jt is preferable that the compound obtained by the present invention is (Cei.x.zTb^L'JCMgi.yMnyjAlnOis. 
where L' is the above-listed L except Tb. x and y are the same as above, and z is a value satisfying 0 ^ z ^ 0 5 prefer- 
ably 0.25 ^ z ^ 0.5. 

[0054] A specific example of the connpound is (Ce^.^.^Tb^LyMgAliiOig. Another specific example of the com- 
pound is (Cev2Tb2)MgAiiiOi9. 

40 [0055] It is especially preferable that L* is at least one element selected from the group consisting of Sc, La and Qd. 
[0056] Furthermore, the present invention can provide a light emitting device such as a fluorescent lamp having 
Improved characteristics by using the above-described trivalent rare earth ion-containing aluminate phosphor. 
[0057] As described above, according to the present invention, a phosphor is obtained by heating a phosphor raw 
material in an oxidizing atmosphere beforehand to produce an intermediate phosphor and heating the intermediate 

45 phosphor in a redudng atmosphere at a temperature not more than that for the heating in the oxidizing atmosphere. 
Therefore, the present invention provides a trivalent rare earth ion-containing aluminate phosphor, especially, a spher- 
ical or pseudo-spherical trivalent rare earth ion-containing aluminate phosphor, having a grain shape and grain size 
derived from the phosphor raw material and excellent luminescence performance. Thus, the present invention solves 
the problems peculiar to the trivalent rare earth ion-containing aluminate phosphor and provides very high utility value 

50 in the technical field to which the present invention belongs. 

[0058] These and other advantages of the present invention will become apparent to those skilled in the art upon 
reading and understanding the following detailed description with reference to the accompanying figures. 

FIG. 1 is a flowchart showing an embodiment of a method for producing a trivalent rare earth ion-containing alunti- 
55 nate phosphor of the present invention. 

FIG. 2 is a X-ray diffraction pattern of an intermediate phosphor obtained in the examples of the present invention. 
FIGs. 3(a) though 3(c) are electron micrographs of (a) an aluminum oxide used in the examples of tiie present 
invention, (b) an intermediate phosphor before a cracking treatment and (c) the intermediate phosphor after a 
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cracking treatment obtained in the examples of the present invention. 

FIG. 4 is a graph showing a grain size distribution of the aluminum oxide used in the examples of the present inven- 
tion, the intermediate phosphor before a cracking treatment and the intermediate phosphor after a cracking treat- 
ment obtained in the examples of the present invention. 
5 FIG. 5 is a graph showing the relationship between the firing temperature and the relative luminance of a 

CeMgAli ^O-ig : Tb^ phosphor produced by a conventional method. 

FIGs. 6(a) through 6(e) are electron micrographs of (a) an aluminum oxide used In the examples of the present 
invention, (b) a trivalent rare earth ion-containing aluminate phosphor obtained in the examples of the present 
invention, (c) a first comparative phosphor (firing temperature : 1700**C) and (d) a second comparative phosphor 
10 (firing temperature : 1600*^0) produced by a conventional method, and (e) the commercialiy available phosphor 
FIG. 7 IS a graph showing an example of an optical spectrum of the phosphor of the present invention. 
FIG. 8 is a plan view showing a circular fluorescent lamp as an example of a light emitting device of the present 
invention. 

FIG. 9 is a partially sectional drawing showing a bulb-formed fluorescent lamp as an example of a light emitting 
75 device of the present invention. 

FIG. 1 0 is a plan view showing a twin fluorescent lamp as an example of a light emitting device of the present irtven- 
tion. 

[CX)59] Hereinafter, preferred embodiments of the method of the present invention will be described. FIG. 1 is a f low- 
20 chart of a preferred embodiment of the present invention. 

[0060] First, in a process for producing a phosphor raw material, raw material compounds are mixed in a predeter- 
mined element ratio so as to prepare a phosphor raw material 

[0061] Examples of the raw material compounds used include a cerium compound (cerium oxide, cerium carbon- 
ate, cerium nitrate, cerium oxalate or the like), a terbium compound (terbium oxide, terbium carbonate, terbium nitrate. 

25 terbium oxalate or the like), an yttrium compound (yttrium oxide, yttrium carbonate, yttrium nitrate, yttrium oxalate or the 
like), a magnesium compound (magnesium oxide, magnesium carbonate. l>asic magnesium carbonate, magnesium 
nitrate, magnesium oxalate or the like), a manganese compound (manganese carbonate, manganese metal or the like), 
an aluminum compound (aluminum oxide, aluminum hydroxide, aluminum nitrate or the like), a rare earth compound 
other than cerium, terbium and yttrium (oxides such as scandium oxide, lanthanum oxide, praseodymium oxide and 

30 gadolinium oxide, nitrates, oxalates, for example), a mixture thereof or a composite (yttrium terbium nitrate, cesium ter- 
bium oxalate or the like). The raw material compound can be an organic compound. 

[0062] A granular aluminum compound for a raw material can be selected suitably in view of a preferable grain 
shape or grain size of an intermediate phosphor or the like, but more specifically, an alumina powder is preferable. 
Examples of such an alumina power include spherical alumina fine powder (e.g., product name: Alumina Beads pro- 
35 duced by Showa Denko) arKJ a platy alumina powder (a platy alumina powder body made by YKK). Furthermore, a pref- 
erable alumina powder is an a -alumina power (product name: Advanced Alumina produced by Sumitomo Chemical 
Co., Ltd.) (see "Sumitomo Chemicar'by Masahide MOHRI et al. 1996-11, pp.4 to 14 with respect to "Advanced Alu- 
mina"). 

[0063] Advanced Alumina described above is a a -alumina powder produced by a k>cal vapor reaction called "In situ 
40 Chemical Vapor Deposition" in which raw material and reaction fields are substantially in the same place, and has the 
following characteristics. 

1. single crystal a -alumina powder. 

2. powder with no aggregation, having a state dose to monodispersion. 
45 3. powder whose grain size is controlled predsely. 

4. The grain is a polyhedron and the surface thereof is not a fractured plane, but a crystal growth plane. 

5. powder without defects observed, when the internal structure is evaluated with a super voltage transmission 
electron microscope. 

6. powder having a sharp grain size distribution and a small amount of fine grains. 

so 

[0064] The aluminum compound preferably is an a -alumina powder, a - alumina is the most stable of the modifica- 
tions of alumina and hardly changes when being heated. 

[0065] These raw material compounds are mixed in a predetermined element ratio with a mixing machine such as 
a ball mill or an automatic mortar so as to prepare a phosphor raw material. The phosphor raw material can be prepared 
55 by dripping an aqueous solution comprising raw material compounds into a solution cooled to the freezing point or 
below in the form of droplets so as to produce a frozen body of a pho^hor raw material solution and drying the frozen 
body in a vacuum or prepared by performing spray pyrolysis of a colloidal solution comprising an aluminum compound 
and a metal nitrate. Alternatively, the phosphor raw material can be prepared by dissolving a plurality of nitrates con- 
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taining phosphor constituent elements in water, adding ammonium hydroxide to this solution to produce a precipitate, 
evaporating, drying and solidifying this precipitate and adding alumina powder thereto for mixture. 
[0066] In a process for producing an intermediate phosphor, the phosphor raw material is fired in an oxidizing 
atmosphere so as to form an intermediate phosphor. The firing temperature preferably is in the range from 1500'C to 
1 900*C. More preferably, the firing temperature is in the range from 1600**C to 1 700'C, and most preferably, in the range 
from 1650°C to 1 750**C. When the firing temperature in an oxidizing atmosphere is too low. it Is difficult to obtain suffi- 
cient luminescence performance, or the grains aggregate so that the grain size (particle size) derived from the phosphor 
raw material is hardly obtained. On the other hand, when the firing tenperature in an oxidizing atmosphere is too high, 
it is difficult to obtain a phosphor having a grain shape derived from the phosphor raw material. 
[0067] In the above process, when firing is performed at a temperature of 1 600*C or more, the obtained intermedi- 
ate phosphor can be a trivalent rare earth ion-containing aluminate phosphor In a signal crystal phase. Howevo-. when 
firing is performed at a temperature more than 1 900*^0. the intermediate phosphor may be molten. Herein, "a single 
crystal phase" means a substantially single phase, and a crystal in a single crystal phase includes a crystalline body 
where at least 90% is in a single crystal phase. 

[0068] It is preferable that the heating process in an oxidizing atmosphere Is performed in the air because of its con- 
venience. 

[0069] The heating process in an oxidizing atmosphere is performed before heating in a reducing atmosphere for 
the purpose of producing an intermediate phosphor having shape and size derived from the shape and the size of the 
granular substance and having good crystallinity. preferably of a single crystal or close to a single crystal. On the other 
hand, the conventional heating process at a low temperature (preliminary firing) is performed to activate the phosphor 
raw material so that the reactivity thereof becomes high. 

[0070] In a cracking process, aggregated intermediate phosphors are cracked to be separated into individual 
grains. More specifically, the cracking process is constituted simply by cracking the intermediate phosphors with various 
cracking means (an automatic mortar, a cross-rotary nnixer. a ball mill or the like). 

[0071] In a process for producing a trivalent rare earth ion-containing aluminate phosphor, the intermediate phos- 
phor is heated in a reducing atmosphere. More specifically, the cracked and separated intermediate phosphor is heated 
In a reducing atmosphere with an apparatus for producing a phosphor (atmosphere electric furnace or gas furnace). 
The heating temperature of the intermediate phosphor preferably Is a temperature not higher than the heating temper- 
ature In an oxidizing atmosphere, more specifically, in the range from 1400®C to 1800**G. 

[0072] When the heating temperature in a reducing atmosphere is too low. it is difficult to obtain a trivalent rare 
earth ion-containing aluminate phosphor having sufficient luminescence performance. On the other hand, when the 
heating temperature in a reducing atmosphere is too high, it is difficult to obtain a phosphor having a grain shape 
derived from the phosphor raw material. From these viewpoints, the heating tenperature In a reducing atmosphere 
preferably is at least ISOO^C and less than 1700*^0. 

[0073] It is preferable that the heating process In a reducing atmosphere is performed in a mixed gas of nitrogen 
and hydrogen because of its convenience. 

[0074] Thus, a phosphor having a high luminescence and controlled grain shape and size, which are controlled by 
phosphor raw material, can be obtained. 

[0075] In a post treatment process, processes associated with post treatments such as cracking, screening, clas- 
sification, washing, and drying are suitably combined and performed. 

[0076] Hereinafter, changes in the raw material in each process will be described in a greater detail. 
[0077] In the process for producing an intermediate phosphor, when the phosphor raw material is fired in an oxidiz- 
ing atmosphere (e.g., in the air), a chemical reaction is effected in the phosphor raw material, so as to provide an inter- 
mediate phosphor having a grain shape and grain size derived from the phosphor raw material, although the 
luminescence performance is poor. Furthermore, the intermediate phosphor can be a trivalent rare earth ion-containing 
aluminate phosphor in a substantially single crystal phase by optimizing the heating conditions. 
[0078] It is believed that the reason why the intermediate phosphor is provided with a grain shape and grain size 
derived from the phosphor raw material, altiiough the luminescence performance is poor, is that rare earth Ions with a 
valence larger than trivalence (e.g.. tetravalent terbium ions or tetravalent cerium ions) are present. 
[0079] In other words, the luminescence of the trivalent rare earth ion-containing aluminate phosphor is effected by 
trivalent rare earth Ions (trivalent cerium ions, trivalent terbium ions or the like). However, the intermediate phosphor 
obtained by heating the phosphor raw material in an oxidizing atmosphere comprises tetravalent rare earth ions (tetrav- 
alent terbium ions or tetravalent cerium ions), although its amount is small, in addition to trivalent ions. When the triva- 
lent rare earth ion-containing aluminate phosphor comprises rare earth ions with a valence larger than trivalence. the 
luminescence intensity of the phosphor deteriorates. This is because the luminescence of the trivalent rare earth ion- 
containing aluminate phosphor is based on electron energy transition of trivalent rare earth ions. 
[0080] On the other hand, crystals of the trivalent rare earth ion-containing aluminate phosphor exhibit good crys- 
talllnity when all the rare earth ions are trivalent, where the atoms are sufficiently well-arranged. In the first place, the 
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crystal structure of the trivalent rare earth ion-containing aluminate phosphor is different from that of any one of the 
compounds constituting the phosphor raw material. However, when tetravalent rare earth ions are present, although its 
amount is small, these ions disturb the atomic arrangement. Therefore, the trivalent rare earth lon-corttaining aluminate 
phosphor tends to reflect the grain shape of the phosphor raw material rather than the structure different from the orig- 

5 inal structure of this phosphor. 

[0081 ] For the reasons described above, when the phosphor raw material of the trivalent rare earth ion-containing 
aluminate phosphor is reacted in an oxidizing atmosphere, an intermediate phosphor having a grain sfiape and grain 
size derived from the phosphor raw material, although its luminescence performance is poor, can be obtained. 
[0082] The inventors of the present invention confirmed that the luminance of the intermediate phosphor obtained 

10 by firing in an oxidizing atmosphere was 70 to 95% of that of the phosphor obtained by firing in a reducing atmosphere, 
when evaluated with the photoluminescence at ultraviolet ray irradiation at the wavelength of 254 {253.7)nm. However, 
when the phosphor raw material is heated only in a reducing atmosphere without being heated in an oxidizing atmos- 
phere, the shape of the granular substance contained in the raw material started to collapse at 120Q*C to 1400*C. and 
the shape of the granular substance is not reflected at alt at 1600*'C. 

IS [0083] In the cracking process, when the aggregated intermediate phosphors are cracked, grains separated from 
each other having a shape arxi size derived from the phosphor raw material can be obtained. 

[0084] In the process for producing a trivalent rare earth ion-containing aluminate phosphor, the intermediate phos- 
phor is heated in a reducing atmosphere so that its luminescence performance improves while the grain shape and the 
grain size are substantially maintained. Since the shape and the size are maintained, the characteristics such as the 
20 median grain size, the grain size concentration degree, the grain spherical degree or the like are substantially the same 
between the intermediate phosphor and the obtained phosphor. 

[0085] On the other hand, the luminescence performance is improved by reducing the rare earth ions with a 
valence larger than trivalence (tetravalent terbium Ions, tetravalent cerium ions or the like) contained in the intermediate 
phosphor to trivalent rare earth ions. However, since the intermediate phosphor is heated in a predetermined tempera- 
25 ture range (e.g.. a range of temperatures lower than the heating temperature in an oxidizing atmosphere), the move- 
ment of the atoms inside the intermediate phosphor is suppressed. Therefore, the grain shape derived from the 
phosphor raw material of the intermediate phosphor is maintained. 

[0086] Thus, when the phosphor raw material of a trivalent rare earth ion-containing aluminate phosphor is heated 
in an oxidizing atmosphere to produce an intermediate phosphor, and the intermediate phosphor is treated in a reduc- 
30 ing atmosphere at a temperature not higher than the heating temperature in the oxidizing atmosphere, a trivalent rare 
earth ion-containing aluminate phosphor having a grain shape and grain size derived from the phosphor raw material 
and excellent luminescence performance can be produced. 

[0087] Furthermore, the use of a phosphor raw material (spherical granular alumina, or a spherical granular phos- 
phor raw material obtained by vacuum-drying of the frozen body of the phosphor raw material solution or spray pyrolysis 
35 of the colloidal solution) having a spherical shape or a pseudo-spherical shape close to a sphere can provide a trivalent 
rare earth ion-containing aluminate phosphor having a spherical shape or a pseudo-spherical shape close to a sphere, 
leading to the effect of improving the transmission luminance and reflection luminance of the phosphor layer as 
desait>ed above, which results from the reflection of the shape of the phosphor raw material on the grain shape of the 
phosphor. 

40 [0088] In the embodiment described above, the process for producing a phosphor raw material, the process for pro- 
ducing an intermediate phosphor, the cracking process, the process for producing a trivalent rare earth Ion-containing 
aluminate phosphor, and the post-treatment process are combined in this order. However, the combination of the proc- 
esses for producing a trivalent rare earth ion-containing aluminate phosphor of the present invention is not limited to the 
above combination. 

45 [0089] Hereinafter, the luminance of the phosphor will be described in a greater detail. Here, a trivalent rare earth 
ion-containing aluminate phosphor that contains Tb^ in addition to Ce^* as trivalent rare earth elements and emits 
green light will be described. 

[0090] When this phosphor is irradiated wrth ultraviolet rays (for example, a wavelength of 253.7nm), the energy of 
the ultraviolet rays is absorbed by Ce^* and, in turn, the energy-absorbed by Ce^ is at)sorbed by Tb^ so that Tb^* 
50 emits green light (in the vicinity of the peak wavelength of 542nm; green). In the case where the energy is not trans- 
ferred to Tb^*. Ce^* emits light (in the vicinity of the peak wavelength of 35Gnm; violet blue). 

[0091] In the case where the crystallinity of the phosphor is not sufficient, the defects in the phosphor inhibit the 
energy from transferring from Ce^ to Tb^. The degree of this inhibition can be evaluated by measuring the ratio of the 
luminescence intensity of Ce^ to the luminescence intensity of Tb^**" . 
55 [0092] FIG. 7 is an example of an optical spectrum of the photoluminescence obtained by ultraviolet ray irradiation 
at a wavelength of 253.7nm with respect to a phosphor having good crystallinity (solid line) and a phosphor having sig- 
nificant defects (broken line). 

[0093] When the present inventbn is applied, as shown in the following example, a phosphor having good crystal- 
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linity where the transition of the energy is inhibited can be obtained, while the phosphor has a controlled shape and size, 
which are controlled by the granular substance contained in the raw material, 

[0094] Hereinafter, preferred embodiments of a fluorescent lanrp to which the present invention can be applied will 
be described with reference to the accompanying drawings. 

[0095] FIGs. 8. 9 and 10 show a circular fluorescent lamp, a bulb-formed fluorescent lamp, and a twin fluorescent 
lamp, respectively. In the circuit fluorescent lamp 60. a fluorescent lamp 61 is formed by bending a glass tube in a ring 
form so that the ends thereof are contacted. In the bulb-formed fluorescent lamp 70. a globe 73 coated with a light dif- 
fusion substance 72 covers a fluorescent lamp 71 that has been bent, and a lamp base 74 of the same type as an incan- 
descent lamp is provided. In the twin fluorescent lamp 80, two fluorescent lamps 81 and 82 arranged in parallel are 
connected in the vicinity of the ends thereof. 

[0096] The phosphor provided by the present invention is applicable not only to the fluorescent lanps as described 
above but also to various light emitting devices (plasma display. CRT (cathode ray-tube). FED (field emission display) 
or the like). The pseudo-spherical phosphor having a uniform grain size has a high bulk density Therefore, the use of 
the phosphor of the present invention can make the density of the phosphor layer high. When the density of the phos- 
phor layer is high, the luminous flux of the light emitting device can be raised. Furthermore, as described above, when 
the pseudo-spherical phosphor having a uniform grain size is used, the thermal degradation resistance characteristics 
of the phosphor can improve. 

Example 

[0097] Hereinafter, the present invention will be described by way of example more specifically However, the fol- 
lowing example is only illustrative and not limiting the present invention. 

[0098] In this example, a green color luminescent trivalent rare earth ion-containing aluminate phosphor expressed 
by a chemical fomiula Ceo.6Tbo.4MgAliiOi9 (hereinafter, refen-ed to as "CeMgAlnOis : Tb^* phosphor") was pro- 
duced. 

[0099] In view of the transition of the energy from Ce^* to Tb^. the ratio of the number of Tb atoms to the number 
of (Ce + Tb) atoms is preferably at least 0.25 and not more than 0.5. 

[01 00] The raw material compounds for the CeMgAli lO-ig : Tb^* phosphor were cerium oxide (purity of 99.9%). ter- 
bium oxide (purity of 99,9%). basic magnesium carbonate (purity of 99,99%). and alumina (aluminum oxide: purity of 
99.999%). A flux was not used. 

[0101] As the aluminum oxide. "Advanced Alumina" produced by Sumitomo Chemical Co.. Ltd. was used. When 
this a -alumina powder was observed through an electron microscope, no fractured plane was observed and it was 
found that the a -alumina powder was constituted by pseudo-spherical grains having a grain spherical degree of about 
0.7 to 0.9. which is defined above. Furthermore, when the grain size distribution was measured, the median grain size 
was about 5 ^m. and the grains had uniform grain sizes having a grain size concentration degree as defined above of 
about 0.41 . The grain size distribution was measured with a laser micron sizer. 

[0102] First, in the process for producing a phosphor raw material. 5.1 6g of cerium oxide. 3.74g of terbium oxide. 
4.80g of basic magnesium cartxjnate, and 28.05g of aluminum oxide were mixed with an automatic mortar for one hour 
so as to provide a CeMg Al^ ^ g : Tb^"" phosphor raw material. 

[01 03] Next, in the process for producing an Intermediate phosphor, the CeMgAI^ ^ 0-,9 : Tb^^ phosphor raw material 
was charged to an alumina boat, and it was placed in a box type electric furnace for two hour firing in the air so as to 
provide a CeMgAlnOig : Tb^ intermediate phosphor. The firing temperature for this first firing was 1650«C. 
[0104] FIG. 2 shows the X-ray diffraction pattern of the CeMgAl^iOig : Tb^ intermediate phosphor. FIG. 2 con- 
firmed that this intermediate phosphor was a Ceo.eTbo ^MgAIi^Oig trivalent rare earth ion-containing aluminate com- 
pound in a single crystal phase. 

[0105] Furthermore, in the cracking process, the CeMgAlnOig : Tb^ intemiediate phosphor was subjected to a 
cracking treatment with an automatic mortar for 10 minutes. FIG. 3 shows the results of observing the aluminum oxide, 
which is a raw material (FIG, 3(a)). the CeMgAl^iO^g : Tb^ intermediate phosphor before the cracking treatment (FIG, 
3(b)). and the CeMgAli^Oig : Tb^+ intermediate phosphor after the cracking treatment (FIG. 3(c)) through an electron 
microscope. 

[0106] The comparison of FIGs 3(a) and 3(c) reveals that the grain shape of the CeMgAI^ ^Oig : Tb^ intermediate 
phosphor after the cracking treatment is sttostantially the same as that of the aluminum oxide. The comparison of FIGs 
3(b) and 3(c) reveals that the grains of the CeMgAI^Oig : Tb^* intermediate phosphor that were aggregated after the 
process for producing an intermediate phosphor were separated into individual grains by the cracking treatment. 
[0107] Furthermore, the grain spherical degree and the grain size distribution of the CeMgAh lO^g : Tb^ interme- 
diate phosphor after the cracking treatment were measured in the same manner as in the case of the a -alumina pow- 
der used as a raw material. The grain spherical degree was 0.5 to 0.7. the grain concentration degree was 0.40 and the 
median grain size was 6.6^m. 
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[0108] FIG. 4 shows grain size distribution curves of the aluminum oxide used as a raw material, the CeMgAI^ ^Oig 
: Tb^* intermediate phosphor before the cracking treatment, and the CeMgAlnOis : Tb^* intermediate phosphor after 
the cracking treatment. 

[0109] FIG. 4 confirms that the median grain size of the CeMgAli^Oig : Tb^* intermediate phosphor after the crack- 
5 ing treatment is in the range of at least 1 00% and less than 200% of the median grain size of the aluminum oxide and 
that the median grain size of the CeMgAl^iOig : Tb^ Intermediate phosphor was reduced from about lOjim to about 
6.6fim by the cracking treatment. 

[0110] Furthermore, in the process for producing a trivalent rare earth ion-containing aluminate phosphor, the 
CeMgAliiOie : Tb^"" intermediate pfpsphor after the cracking treatment was charged to an alumina boat, and it was 
10 placed in a tubular atmosphere furnace and fired in a reducing atmosphere of a mixed gas of nitrogen and hydrogen for 
two hours. The firing temperature for this second firing was 1600**C. The flow rates of the nitrogen and the hydrogen 
were 380cc/min and 20cc/mln. respectively. In this example, the post-treatment process as described above was omit- 
ted. 

[01 11] The grain spherical degree and the grain size distribution of the thus obtained CeMgAI^^Oig : Tb^* phosphor 
15 (hereinafter, referred to as "the phosphor of the example**) were measurecj in the same manner as in the case of the a 
-alumina powder used as a raw material. The grain spherical degree was 0,5 to 0.7. the grain concentration degree was 
0.40 and the median grain size was 8.3|uim. 

[01 1 2] Furthermore, the luminance and the chromaticity of the phosphor of the example were evaluated with a lumi- 
nance and chromaticity measuring apparatus. For the evaluation of the luminance and the chromaticity a low pressure 

20 mercury lamp was used and CeMgAinOig : Tb^ phosphor was inadiated with UV rays at the wavelength of 254nm. 
[0113] For comparison, a CeMgAli ^Oig : Tb^-*^ phosphor was produced separately by a conventional method (with- 
out a flux) and evaluated in the same manner. More specifically, this phosphor was produced by omitting the process 
for intermediate phosphor and the cracking process in the above-described processes and firing a CeMgAli lO^g : Tb^"*^ 
phosphor raw material obtained In the process for producing a phosphor raw material In a mixed atmosphere of nitrogen 

25 and hydrogen at a predetermined temperature for two hours. The raw materials and apparatuses used were the same 
as above. Hereinafter, the phosphor obtained by firing at a temperature of 1600°C is referred to as "comparative phos- 
phor A", and the phosphor obtained by firing at a temperature of 1700°C is referred to as ''conparative phosphor B**. 
[0114] Furthermore, a commercially available CeMgAlnOig : Tb*^ phosphor ("commercially available phosphor") 
was evaluated in the same manner. In the process for producing this phosphor, aluminum fluoride was used as a flux. 

30 Table 1 shows the results of the evaluation of the phosphors. 

[0115] The ratio of the luminescence intensity was used as one measure for evaluation. This ratio of the lumines- 
cence intensity is a ratio of the luminescence intensity at the wavelength of 380nm to the luminescence intensity at the 
wavelength of 542nm at the photoluminescence obtained by ultravblet rays irradiation at the wavelength of 253.7nm. 

35 

Table 1 



CeMgAl^iOig : Tb^ phosphor 


Relative luminance (%) 


Chromaticity (x,y) 


Ratio of luminescence 
intensity 


Phosphor of Example (produced via an 
intermediate phosphor) 


103 


(0.3235. 0.5950) 


0.016 


Comparative phosphor A (directly 
heated at 1600*»C) 


79 


(0.3179. 0.5862) 


0.046 


Comparative phosphor B (directly 
heated at 1700*0) 


90 


(0.3204. 0.5932) 


0.038 


Commercially available phosphor (a 
flux is used) 


100 


(0.3209. 0.5932) 


0.016 



so 

[01 1 6] As shown in Table 1 , the relative luminance of the phosphor of the example was higher than either of the two 
comparative phosphors and was slightly higher than that of the commercially available phosphor. Thus, the above 
method makes it possible to produce a CeMgAli ^Oig : Tb^* phosphor that has a higher luminance than that of a phos- 
phor produced by a conventional method, at least as long as the chromaticity is regarded as the same, and has a 3% 
£5 higher luminance than that of a phosphor produced using a flux. 

[01 1 7] Furthermore, the ratio of the luminescence intensity was suppressed to the extent that there is substantially 
no luminescence of Ce^ (not more than 0.020). 

[0118] in this example, the CeMgAli^dg : Tb^"*^ phosphor having a high luminance-was obtained for the following 
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reasons. It is believed that high terrperature heating (1600'C) in a reducing atmosphere eliminated the presence of 
tetravalent cerium ions or tetravalent terbium ions. In addition, it also is believed that heating at about 1600 to 1700**C 
twice made it possible to produce a CeMgAl^iOig : Tb^* phosphor having excellent crystal quality. 
[0119] As partially described above. FIG. 5 is a graph showing the relationship between the firing temperature and 
the relative luminance of the CeMgAlnO^s : Tb^"^ phosphor obtained by firing a phosphor raw material as it is in a 
reducing atmosphere, relative to the luminance of the CeMgAli^Ois : Tb^ commercially available phosphor produced 
by using a flux, which is expressed by 100. In the method of heating in a reducing atmosphere directly, when the firing 
temperature is raised, a higher luminance can be obtained. However, in order to obtain a high luminance comparable 
to the CeMgAli ^O^q : Tb^* commercially available phosphor, it is necessary to raise the firing temperature to 1700'C 
or more, so that the phosphor cannot have a grain shape reflecting the grain shape of the phosphor raw material. 
[0120] As partially descrit>ed above. FIGs. 6(a) through 6(e) are electron micrographs of an aluminum oxide used 
as a raw material (FIG. 6(a)). the phosphor of the example (FIG. 6(b)). the comparative phosphor B (FIG. 6(c)). the com- 
parative phosphor A (FIG. 6(d)). and the commercially available phosphor (FIG. 6(e)). The comparison of FIGs 6(a) and 
6(b) reveals that the grain shape of the phosphor of the example produced via the intermediate phosphor is substan- 
tially the same as that of the aluminum oxide used as a raw material, which is a pseudo-spherical shape close to a 
sphere, and that the grain size distribution is substantially the same as that of the aluminum oxide used as a raw mate- 
rial, which is a uniform grain size distribution. Furthermore. FIG. 6(b) reveals that the grain of the phosphor of the exam- 
ple of the present invention is characterized in that multiple plate-like crystals are superinrposed on each other so as to 
form a pseudo-spherical shape close to a sphere. On the other hand, the conparative phosphor A (FIG. 6(d)) obtained 
by firing at a temperature of 1 600 has a pseudo-spherical shape, which is substantially the same as that of the alu- 
minum oxide, whereas the comparative phosphor B (FIG. 6(c)) obtained by firing at a temperature of 1700 *»C has a 
non-uniform and irregular shape, which does not reflect the grain shape of the aluminum oxide at all. Furthermore, the 
phosphor produced using a flux (FIG. 6(e)) has a non-uniform grain size. The grain shape thereof is a hexagonal plate 
with slightly rounded corners. 

[0121] The phosphor of the example has such an appearance that thin crystals are laminated (FIG. 6(b)). Thus, in 
an embodiment of the present invention, a phosphor having a pseudo-spherical shape and a layered structure can be 
obtained. On the other hand, when a flux is added, the phosphor can have a smooth surface (FIG. 6(e)). The difference 
in the appearance of the phosphor between the presence and the absence of the flux can be confirmed easily by obser- 
vation through an electron microscope. 

[0122] The grain spherical degrees and the grain size distributions of the comparative phosphor B and the commer- 
cially available phosphor were measured in the same manner as described above. For the comparative phosphor B. the 
grain spherical degree was 0.3 to 0.8. the grain concentration degree was 0.2 and the median grain size was 1 1.3jim. 
For the commercially available phosphor, the grain spherical degree was 0,4 to 0,8. the grain concentration degree was 
0.36 and the median grain size was 8.3um. 

[0123] Thus, the present invention makes it possible to produce a pseudo-spherical trivalent rare earth ion-contain- 
ing aluminate phosphor that has a controlled grain size and shape and high luminescence performance. 
[0124] This example used a phosphor raw material containing a granular a -alumina raw material having substan- 
tially no fractured plane. However, the method of the present invention is applicable to a wide range of methods using 
a phosphor raw material containing a granular aluminum compound having a shape other than that. 
[0125] The same function and effect can be provided also by the method of the present invention using a granular 
phosphor raw material prepared by dripping an aqueous solution mixed with raw material compounds that can consti- 
tute the phosphor raw material into a solution cooled to the freezing point or t>elow so as to produce a frozen body of a 
phosphor raw material solution, and then drying the frozen body in a vacuum, or performing spray-pyrolysis of a colloi- 
dal solution containing an aluminum compound and a metal nitrate or the like. 

[0126] In this example, the CeMgAli^Oig : Tb^"^ phosphor was described. However, the method of the present 
invention is applicable widely to a trivalent rare earth ion-containing alluminate phosphor. 

[0127] For exanple. a green phosphor having the same characteristics can be produced even by substituting Sc for 
0 to 30% of Ce or Tb in the above compound. For example, this substituted compound can be expressed by (Ce^. 
xTbx)i-pMp(Mgi.yMny)AliiOi9. where M is at least one element selected from the group consisting of Sc. Y. and ele- 
ments belonging to lanthanoid except Tb (preferably, at least one element selected from the group consisting of Sc. Y. 
La and Gd). and x. y and p are values satisfying 0^x<1,0^y<1 and 0^ p < 0.3. 

[0128] When a part of Ce or Tb is replaced by the element M such as Sc. the following effects can be provided. (1 ) 
Since these elements have a different ion radius from that of Ce or Tb. the lattice constant of crystals of the phosphor 
increases or decreases slightly, whereby the excitation efficiency of Ce^* or Tb^ ions with respect to UV rays at a spe- 
cific wavelength (e.g.. 253.7nm) increases or decreases to a small extent. (2) The melting point of the trivalent rare 
earth ion-containing aluminate phosphor increases or decreases slightly, whereby the crystallinity of the phosphor pro- 
duced under specific production conditions can be changed to a small extent. 

[0129] If these effects are utilized, the relative luminance of the green phosphor based on the compound expressed 
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by a chemical formula Ceo 6Tbo.4MgAliiOi9 can be controlled in a range o1 90 to 105% of the luminance of the 
CeMgAli^Oig : Tb^ green phosphor, which is expressed by 100%. 

[01 30] The absolute value of the luminance varies with the production conditions (firing atmosphere, firing temper- 
ature, firing duration, the number of times of firing or the like) of the trivalent rare earth ion-containing aluminate phos- 
5 phor. 

[0131] The same effect as that of the above-descrtoed example can be obtained with an aluminate phosphor such 
as Ce(lll)MgAli^0i9. Ce(in)MgAliiOi9 : Mn^''. CeMgAlnOis : Tb^"', Mn^*, or the like, a trivalent rare earth ion-contain- 
ing aluminate phosphor expressed by a chemical formula phosphor Y3AI5O12 • Tb^*. or Y3AI5O12 : Ce^*, or an oxyni- 
tride such as CeAli20-i8N- Tb^, as long as the method of the present invention is used. 
10 [0132] In the case where the trivalent rare earth ion-containing aluminate phosphor was produced by a conven- 
tional method, the evaluation of the crystal constituents by X ray diffraction confirmed that a trivalent rare earth ion-con- 
taining aluminate compound such as CeAlOs. TbAlOa or YAIO3, which hardly maintains the grain shape or grain size 
derived from the phosphor raw material, tends to be produced as the intermediate product. 

[0133] In the above example, firing in an oxidizing atnrxjsphere and firing In a reducing atmosphere were performed 
15 once each. However, higher luminescence performance can be obtained with increasing the number of times of firing, 
as long as the intermediate phosphor and the trivalent rare earth ion-containing aluminate phosphor maintain the grain 
shape derived from the phosphor raw material. However, in the case where the heating process is performed a plurality 
of times, it is necessary to take care especially not to mix impurities. 

20 Claims 

1 . A method for producing a trivalent rare earth ion-containing aluminate phosphor comprising: 

heating a phosphor raw material comprising a granular substance containing aluminum in an oxidizing atmos- 
25 phere at a predetermined temperature so as to produce an intermediate phosphor; and 

heating the intermediate phosphor in a reducing atmosphere at a temperature not more than the predeter- 
mined tenperature. 

2. The method for producing a trivalent rare earth ion-containing aluminate phosphor according to claim 1 , wherein 
30 the granular substance containing aluminum is a granular compound containing aluminum. 

3. The method for producing a trivalent rare earth ion-containing aluminate phosphor according to claim 1 or 2, 
wherein the phosphor raw material is substantially free from a flux. 

35 4. The method for producing a trivalent rare earth ion-containing aluminate phosphor according to any of claims 1 to 
3, wherein the granular substance is a-alumina powder. 

5. The method for producing a trivalent rare earth ion-containing aluminate phosphor according to claim 4. wherein 
the a -alumina powder has substantially no fractured plane. 

40 

6. The method for producing a trivalent rare earth ion-containing aluminate phosphor according to any of claims 1 to 
5. wherein the trivalent rare earth ion-containing aluminate phosphor includes a compound expressed by (Ce-i. 
xLx)(Mgi.yMny)AliiOi9 as a main compound, where L is at least one element selected from the group consisting 
of Sc. Y, and elements belonging to lanthanoid, and x and y are values satisfying 0 ^ x < 1 and 0^ y < 1. respec- 

45 tively. 

7. The method for producing a trivalent rare earth ion-containing aluminate phosphor according to claim 6, wherein L 
comprises Tb. 

so 8. The method for producing a trivalent rare earth ion-containing aluminate phosphor according to any of claims 1 to 
7. wherein the heating temperature in an oxidizing atmosphere is at least 1500^*0 and not more than 1900^*0. 

9. The method for producing a trivalent rare earth ion-containing aluminate phosphor according to any of claims 1 to 
7. wherein the heating temperature in a reducing atmosphere is at least 1400*^0 and not nx)re than 1800*'C. 

55 

10. A trivalent rare earth ion-containing aluminate phosphor, which is a granular trivalent rare earth ion-containing alu- 
minate phosphor produced by a method comprising heating a phosphor raw material comprising a granular sub- 
stance containing aluminum in an oxidizing atmosphere at a predetermined temperature so as to produce an 
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intermediate phosphor; and heating the intermediate phosphor in a reducing atmosphere at a temperature not 
more than the predetermined temperature. 

wherein the trivalent rare earth ion-containing aluminate phosphor has a spherical or pseudo-spherical 

shape. 

11. The trivalent rare earth ion-containing aluminate phosphor according to claim 10, wherein the phosphor raw mate- 
rial is substantially free from a flux. 

12. A trivalent rare earth ion-containing aluminate phosphor, which is based on a compound expressed by (Cei. 
xLx)(MgvyMny)AI-,iOi9. where L is at least one element selected from the group consisting of Sc. Y. and elements 
belonging to lanthanoid. and x and y are values satisfying 0 ^ x < 1 and 0^ y < 1 , respectively. 

wherein a ratio of a luminescence intensity at a wavelength of 380nm to a luminescence intensity at a wave- 
length of 542nm in a photoluminescence obtained by ultraviolet rays irradiation at a wavelength 253. 7nm is not 
more than 0.020. and 

a grain size concentration degree is not less than 0.4, 

the grain size concentration degree being defined by a maximum of x satisfying xA m d(n) ^ A/x, where d(n) 
is a grain size of each of n grains, and A is a median grain size of the grains. 

13. The trivalent rare earth ion-containing aluminate phosphor according to claim 12, wherein a grain spherical degree 
is at least 0.5 and not more than 1 .0. 

where the grain spherical degree is defined by y/x. where x is a maximum of a length of a line segment con- 
necting a point a on a surface of a grain and another point b on the surface of the grain, and y is a minimum of a 
length of a line segment connecting a point c and a point d, where c and d are points at which the perpendicular 
bisector of the line segment defined by the points a and b crosses the surface of the grain. 

14. The trivalent rare earth ion-containing aluminate phosphor according to claim 12, wherein L comprises Tb. 

15. A light emitting device using the phosphor according to any one of claims 10 to 14. 
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